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A)
General methods S2 .03 mmol, 1 equiv) was dissolved in DMF (10 mL, anhydrous), followed by the addition of Cs 2 CO 3 (1.96 g, 6.02 mmol, 1 equiv) and methyl thioglycolate (550 μL, 6.04 mmol, 1 equiv).
The suspension was stirred at 60 °C for 24 h, followed by the addition of KOH (0.680 g, 12.1 mmol, 2 equiv) and stirring at 50 °C for another 22 h. The reaction mixture was allowed to cool to room temperature, followed by the addition of CH 2 Cl 2 (100 mL) and 5% aq. AcOH (100 mL).
The water phase was extracted with CH 2 Cl 2 (2 x 100 mL), and the combined organic phase was pressure and cooled to 0 °C. PhIO (5.6 mg, 0.026 mmol, 1 equiv) was added to the reaction mixture in a N 2 stream, followed by stirring of the brown solutions at 0 °C for 2 h.
Triphenylphosphine (13.4 mg, 0.0512 mmol, 2 equiv) was added to quench the reaction mixture.
After 10 min, the reaction mixture was allowed to warm up to room temperature (30 min).
Conversion of carboxylic acid groups to the corresponding methyl ester, which facilitates gas chromatographic analysis, 9 was carried out under ambient conditions by the addition of MeOH 
Representative GC chromatogram G) Computational details
The structure of the supramolecular complex between 4 and 7 was investigated using empirical parameters. The force field parameters related to Mn(III) are adapted from the literature.
Manchanda et al. developed MM2 force field parameters to obtain an energy minimized structure of di-μ-oxo manganese dimers. 10 More recently, Beagley et al. reported the MM2 force field parameters for the simulation of salen-type manganese complexes. 11 They obtained the structures of manganese complexes with reasonable accuracy compared to X-ray crystal structures. We developed MM2 force field parameters for the Pt(II) complex based on the crystal structure.
parameters we developed are listed in Tables S1, S2 and S3. The torsion parameters related to platinum (00-Pt-00-00) are set to 0.0. The geometry optimized structure of the Pt(II) complex with our MM2 force field parameters is shown in Figure S1 . The crystal structure is superimposed with the structure from the MM2 force field for comparison. The root mean square deviation (RMSD) between the crystal structure and the geometry-optimized structure for the MM2 force field is 1.08 Å. All simulations were performed with Macromodel 6.0.
12 Table S1 . Lennard-Jones parameters. Figure S1 . Superimposed structures of the crystal structure (red) and the geometry-optimized structure using the MM2 forcefield (blue). RMSD between the two structures is 1.08 Å.
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As shown in Figure S1 , the methyl and phenyl groups attached to the sulfur atom have an anti conformation in the crystal structure. The structure from the geometry-optimization with the MM2 force field also adapts an anti conformation. For comparison, we also obtained a geometry optimized-structure for the syn conformer. In our optimized structure, the anti conformer has a lower energy, and the energy difference between syn and anti conformers is 1.5 kcal/mol.
Conformation search
Before simulating the supramolecular complex between catalyst 4 and substrate 7, we scrutinized the structure of 4 ( Figure S2 ) with a Monte Carlo (MC) conformational search and molecular mechanics calculations. The number of structures examined in the conformational search was 1,000. Energy minimization with a conjugate gradient algorithm was performed on every sampled structure to a gradient norm of less than 0.001 kJ⋅mol -1 ⋅Å -1 . The selected geometries of the global minimum structure are shown in Tables S4, S5 , and S6. The experimental values are also listed for comparison. torsion MM2 (°) crystal structure (°) P1-C1-C2-S1
-55.5 -58.7 P2-C3-C4-S2 -60.1 -51.7
A Monte Carlo conformational search and molecular mechanics calculation of the supramolecular complex between 4 and 7 was performed to obtain minimum energy structures in the gas phase. The number of structures considered in the conformational search was 1,000, and energy minimization with the conjugate gradient algorithm was then performed on every sampled structure to a gradient norm of less than 0.001 kJ⋅mol -1 ⋅Å -1 . The global minimum structure found from the Monte Carlo simulation is shown in Figure S3 . As expected, molecules 4 and 7 are connected through 2-point hydrogen bonding (Table S7) 
